potentials were measured versus Saturated Calomel Electrode. The spectroelectrochemical setup was realized versus SCE in 0.2 M nBu 4 NPF 6 /CH 2 Cl 2 . A Cary 5 spectrophotometer was employed to record the UV-visible-NIR spectra. The EPR measurements were performed on Bruker ESP-300E X-band spectrometer. The EPR study was carried out on a CH 2 Cl 2 solution of 5 with one equivalent of the oxidizing agent NOPF 6 . The EPR spectrum of [5] [PF6] is shown in Figure S3 .
Synthesis of trimethylsilylethynyltrimethyl TTF 2 :
The iodo TTF 1 (200 mg, 0.54 mmol), Pd(PPh 3 ) 2 Cl 2 (110 mg, 0.16 mmol), CuI (50 mg, 0.26 mmol), the trimethylsilylacetylene (0.43 mmol), diisopropylamine (0.185 mL, 1.3 mmol) were added to THF (20 mL). The reaction mixture was stirred at room temperature for 48 h. The solvent was removed in vacuo and the crude product was chromatographied on a silica gel column using CH 2 Cl 2 /petroleum ether (50/50) as eluent. The TTF 2 was obtained as orange crystals in 75 % yield. mp 142°C; Anal Calcd for C 14 H 18 S 4 Si C, 49.08; H, 5.30; S, 37.43. Found: C, 49.35; H, 5.27; S, 37.91 .
Synthesis of ethynyltrimethyl TTF 3 :
To a solution 2 (113 mg, 0.32 mmol) in 20 mL of MeOH was added KF (40 mg, 0.66 mmol). The solution was stirred for 15h at room temperature and the solvent was removed under vacuum. The product was purified by column chromatography using using CH 2 Cl 2 /petroleumether (50/50) as eluent. [1] A. Altomare, M. C. Burla, M. Camalli, G. Cascarano, C. Giacovazzo, A. Guagliardi, A. G. G. ----------------------------------------------------------------- --------------------------------------------------------------------- 
